A detailed morphometric analysis of one-component polyurethane (PU) expanding foams, with densities of 26 and 28 kg/m 3 ('SUMMER' and 'WINTER' product versions), was conducted to evaluate the topology of the foam cells and to discover processing-to-structure relationships. The microstructural analysis of the heterogeneously distributed pores revealed tight relationships between the foam morphology and the cell topology, depending on the growth rate and local environmental conditions, governed by the properties of the blowing gas used. The most significant morphometric output included the following: open/closed porosity and (heterogeneous) pore distribution, relative density and (homogeneous) strut distribution, and total solid matrix surface and closed pore surface area-at the macroscopic level of the foam. While, at the microscopic level of the cells, the results embraced the following: the size of every detected strut and pore, identified two-dimensional (2D) shapes of the cell faces, and proposed three-dimensional (3D) topologies modelling the PU foam cells. The foam microstructure could be then related with macroscopic features, significant in building applications. Our protocol outlines the common procedures that are currently used for the sample preparation, X-ray scanning, 3D image reconstruction and dataset analysis in the frame of the X-ray computed microtomography (µ-CT) testing of the one-component PU foams, followed by a statistical (multiple Gaussian) analysis and conceptual considerations of the results in comparison with thematic literature.
Introduction
Since being discovered in 1928, the development of technologies based on polyurethane (PU) continues to this days, while the global production of the PUs (of any form) exceeds 20 million tons. It is a huge industry and an important branch of the economy. Its value is in the order of 50 billion U.S. dollars (data for 2017 from the Statista portal).
The large-scale production of the flexible and hard construction PU foams, applicable in the building sector, started in the 1960s, 20 years after Otto Bayer successfully synthesized PU foam. The flexible foams (one-and two-component foams [1] ) were distributed either as panels or in cans. The former have been applied in building as acoustic insulation, and the latter as fillings of cracks in joinery; sealing and noise nuisance in windows, shutters, stairs, cable or pipe conduits; and water-sanitation or plumbing, as well as insulation in central heating or cooling systems. The hard construction foams could be spray foams discharged from a barrel to serve as thermal insulation (e.g., of attics); or, they could be panels for the thermal insulation of house walls. 
Pore Type
Detection Techniques
Based on size (by IUPAC)
Micro-pores (d < 2.0 nm):
Scanning tunneling microscopy (STM), transmission electron microscopy (TEM), small-angle X-ray scattering (SAXS), gas adsorption (GA)-α s -plot Ultra-micro-pore (d < 0.7 nm)
Super-micro-pore (d > 0.7 nm)
Meso-pore (d < 50 nm)
Atomic force microscopy (AFM), GA-Barrett-Joyner-Halenda method (GA-BJH), nano-CT
Macro-pores (d > 50 nm):
Scanning electron microscopy (SEM), mercury intrusion porosimetry (MIP), GA-Density-Functional-Theory method (GA-DFT), polarizing optical microscopy (POM), magnetic resonance imaging (MRI), X-ray computed microtomography (µ-CT)
Sub-macro-pore (d < 1 µm)
Real macro-pore (d < 100 µm)
Over capillary (d >1 00 µm)
Based on topology
Three-dimensional (3D) geometry Open pore (transitive) Gas Pycnometry
Mixed pore (dead-ended) Gas Adsorption
Closed pore (latent) SAXS
Based on the foam cells strength
Rigid (hard) Stress-strain tensometry Flexible (soft) 4 . Based on the origin of formation Intra-particle pores Intrinsic intra-particle pores Extrinsic intra-particle pores
Inter-particle pores Intra-/inter-grain pores Intra-/inter-cell pores [30, 31] . Usually, open pores can be detected by the GA (gas adsorption) technique [26] [27] [28] . However, in the case that the pores are too small for the testing gas molecules, they can be detected by SEM (scanning electron microscopy) measurements or SAXS (small-angle X-ray scattering) measurements, which also identifies whether they are either open or closed pores [24, 32, 33] .
Considering the strength and thermal behaviour, the cells can be rigid or flexible. Because of the different matrix strength, the hard cells are durable and high-temperature-proof, while the soft cells are easily deformable and could break under external stress.
Considering the origin of the pore formation, the intra-pores exist inside, while the inter-pores exist amongst the individual particles, crystallites, grains, or cells. The intrinsic intra-particle pores originate from imperfections of the crystal structure itself (e.g., interlayer space between hexagonal carbon layers stacked in carbon materials). The extrinsic intra-particle pores can be induced by doping a foreign substance (e.g., narrow pores between the expanded graphite layers by the intercalation of ions or particles of potassium, boron, nitrogen, or more a complex compound) [24, 34] . The inter-particle pores may be formed by the space between molecules or chains (e.g., in polymers) [35] [36] [37] . Intra-grain pores could be inside a bead of expanded polystyrene (EPS), expanded polyethylene (EPE), expanded polypropylene (EPP), or thermoplastic polyurethanes (TPUs), while the inter-grain pore is the void of space among the beads, in the case of granular foams [38] [39] [40] . The intra-cell pore is the void space limited by the walls within the closed cell, for example, extruded polystyrene (XPS), while the inter-cell pore is void space limited by walls of neighboring foam cells or an intersection of two open cells, for example, Duocel ® open cell foams (from ERG Aerospace, Oakland, CA, USA), in the case of non-granular foams [41] [42] [43] [44] [45] [46] .
Materials and Methods

Investigated Material
The investigated PU mounting and sealing foam is an expanding foam, also known as 'one-component foam' (OCF). It was manufactured by Soudal Sp. z o.o. in Poland (Soudal N.V. Belgium subsidiary, Turnhout, Belgium). The material, wholesaled in aluminum cans, is commercially available in the two product versions, 'WINTER' (W) and 'SUMMER' (S). While the S-foam version is for use within the temperature range of 10 to 30 • C, the W-foam is designed for application from −10 • C upwards.
A single dispenser (can closed with valve) with the OCF product contains the following:
• liquid prepolymer functionalized with isocyanate groups (pre-reacted from a mixture of polyol and polyisocyanate), • additives (flame retarder and chemical stabilizer of prepolymer), • physical blowing agents (mixture of dispersed and partially dissolved in prepolymer compressed-liquefied inert gases), • vapours of gas mixture in an 'empty' part of the can (remaining in thermodynamic equilibrium at the gas-liquid interphase, under pressure of 2-4 bars).
Both of the product versions are based on the same prepolymer, yet they differ in their blowing gas mixture composition. Some information about gases, including the gas mixture components and their percent mass range, could be found in a safety data sheet (SDS), provided by the manufacturer. The information is shown in Table 2 , together with some selected physical properties taken from the National Institute of Standards and Technology (NIST). Each inert gas component plays the role of both a propellant and blowing agent. 
Sample Preparation
In each case, the dispenser content (with W-or S-foam) was injected into the casting mold, and moisturized with water sprayed at 20 • C. This allowed for free expansion and receiving the cuboidal PU panels, which were later stabilized for two weeks, under quite stable laboratory conditions-at 20 ± 1 • C, 50% ± 5 % RH, and 1000 ± 10 hPa.
From each hardened PU panel, about half way from the center to the edge, a small 'cube' was cut out, from which the cylinder was next formed-as shown in Figure 1a ,b. From each hardened PU panel, about half way from the center to the edge, a small 'cube' was cut out, from which the cylinder was next formed-as shown in Figure 1a ,b.
(a) (b) Figure 1 . (a) Preparation of the sample for X-ray computed microtomography (µ-CT) measurement from the polyurethane (PU) panel: foam growth along the x-axis, cutting a cuboidal, and further forming the cylindrical sample. The sample rotation in the µ-CT scanner is shown around the z-axisparallel to vector q and perpendicular to the scanner holder in xy-plane. In this figure, the sample to panel size ratio is kept the same as the original; (b) The enlarged WINTER (W)/SUMMER (S) foam samples are shown over the xz-plane.
The cylindrical form was selected on purpose, as it is recommended in the µ-CT practice to scan the rotational solids of the symmetry axis parallel to rotation axis (z) of the scanner holder (on xyplane). The X-rayed sample of the cylindrical form, during rotation in the chamber, throws the shadow (rotation image 2D vertical projection, scan) of the constant area, independent of its angular position. This facilitates the sample microstructure reconstruction in further data processing. The cylindrical samples were cut out from the panels along with the direction of the foam growth (x-axis). This is important when considering microstructure anisotropy. Some microstructure anisotropy (in terms of cells expansion towards x-axis) is expected. This effect might cause the directional dependence of the thermal conduction in the hardened PU foam panel. After the scanning process, the samples were stored and will be used in further research, with a major consideration of anisotropy.
Next, both the prepared W-and S-foam samples were stacked and fixed by a special glue layer. Then, the stack was glued with the scanner holder before the X-ray µ-CT measurement. The glue layers were later digitally cut out before reconstruction, to avoid affecting a further microstructural analysis.
Some specifications, concerning both of the tested PU foams, are listed in Table 3 . Table 3 . The polyurethane (PU) foams, panels, and samples specifications. The cylindrical form was selected on purpose, as it is recommended in the µ-CT practice to scan the rotational solids of the symmetry axis parallel to rotation axis (z) of the scanner holder (on xy-plane). The X-rayed sample of the cylindrical form, during rotation in the chamber, throws the shadow (rotation image 2D vertical projection, scan) of the constant area, independent of its angular position. This facilitates the sample microstructure reconstruction in further data processing. The cylindrical samples were cut out from the panels along with the direction of the foam growth (x-axis). This is important when considering microstructure anisotropy. Some microstructure anisotropy (in terms of cells expansion towards x-axis) is expected. This effect might cause the directional dependence of the thermal conduction in the hardened PU foam panel. After the scanning process, the samples were stored and will be used in further research, with a major consideration of anisotropy.
Next, both the prepared W-and S-foam samples were stacked and fixed by a special glue layer. Then, the stack was glued with the scanner holder before the X-ray µ-CT measurement. The glue layers were later digitally cut out before reconstruction, to avoid affecting a further microstructural analysis. Some specifications, concerning both of the tested PU foams, are listed in Table 3 . The bulk density, ρ, was determined for each sample through measuring the mass (with Sartorius CP 324 S-OCE balance), the cylinder dimensions (by using digital caliper), and calculating the mass to volume ratio (with estimated uncertainty ±2 kg/m 3 ). The measured density resulted somewhat higher than what was declared by the manufacturer-as a result of the constraints imposed on making each PU panel, which grew in the casting mold that was closed with a cover, which caused a slightly increased pressure (relative to atmospheric) during such hindered expansion. Moreover, the breakage of pores occurs at the surface when the cutting and shaping the samples into the cylinder form (caused by using a precise stainless-steel tool). This effect does not change the sample mass but it may slightly reduce the volume, so the density (measured as mass to true sample volume ratio) increases.
Experimental Setup
Scanning of the prepared samples was done using the Skyscan 1172 scanner (Bruker microCT, Kontich, Belgium), an X-ray microtomographic system (by Bruker microCT, Kontich, Belgium). The main technical specifications of the microtomograph are given in Table 4 . 
Scanning Procedure
The µ-CT scan settings used depends on the samples' physical properties, and aims to achieve the best image quality [25, [47] [48] [49] [50] [51] [52] [53] [54] [55] [56] [57] [58] . In the case of the tested PU foam, the cylindrically shaped samples were visibly porous, with mostly 2-3 mm blow holes, and extended blisters clearly appeared on the exterior curved surface. To visualize the foam structure, which, besides all of the others is formed from such large pores, the sample should be at least one order of magnitude larger. Also, the smaller the sample size (cross section width or height, whichever larger), the higher magnitude and the resolution achievable with the scanner, as a consequence of the SkyScan 1172 adaptive geometry. Hence, the sample size (Table 3 ) and the resolution had to be optimized, together with scanning time and other scanner settings (Table 5 ). The scanning datasets for the W-and S-foam samples were obtained in the cone X-ray beam acquisition. The acquired dataset consists of 2925 (195 ÷ 0.2 × 3 = 2925) scans in a 16-bit TIFF (Tagged Image File Format) format (4000 × 2664 pixels) for the two sample stacks. The total X-ray exposure time (1680 ms) includes the number of the four frames, which were averaged at each angular position of the scanner.
The scanning process, carried out at a constant temperature, took about 3 h. As the PU foams are known to have a good dimensional stability in a wide temperature range [59] , one may assume that the chamber temperature variation of ±5 • C did not affect the material structure parameters during the scanning process.
The 3D Image Reconstruction from the Scans
For each prepared sample, the 3D cross-sectional image stack (3D stack) was reconstructed from the acquired scans, using the NRecon X-ray cone beam reconstruction software (by Bruker microCT, version: 1.6.9.8, Kontich, Belgium) based on the Feldkamp algorithm [60] . The NRecon software allowed for adjusting four initial reconstruction parameters: smoothing, misalignment compensation, ring artifact reduction, and beam-hardening correction. All of the parameters had to be found experimentally via the trial and error method, and with reference to the literature [61] . The resulting optimal settings are listed in Table 6 . Before launching the reconstruction, the appropriate region of interest (ROI) was selected. The ROI is defined as a locally selectable region in a single 2D cross-sectional image. Its reference square size is 4000 × 4000 pixels by default. The new ROI size had to be reduced in order to crop the excess background and reduce the file size in bytes, and its choice was realized after viewing a few 2D cross-sectional trial images displayed in the NRecon preview mode-selected along the 3D cross-sectional image stack. Each of the sample cylinder 2D cross-sections had to be well inscribed in the selected ROI square. The optimal selected ROI was assigned to all of the 2D cross-sectional images to be reconstructed.
Then, the 3D image reconstruction was performed within the volume of interest (VOI). The VOI refers to a 3D cross-sectional image stack made of a given number of the ROIs, which were integrated according to the Feldkamp algorithm. The VOI size was defined by the setting position (nr) of both the first and last section. The choice of the VOI is based on careful consideration of the PU foam structure, which revealed an uneven distribution. The VOI height could not be too short, otherwise some interesting morphology changes or macroscopic structural effects could not be detected. On the other hand, the VOI also could not be too tall because of computing constraints. Additionally, to avoid affecting the microstructural analysis of the foam samples, all of the glue layer images had to be digitally removed. In effect, the reconstruction started by setting the first and the last section positions, as in Table 6 . The last sections were set at each sample's mid-height (11.1 mm). Consequently, the selected VOI (cuboid) corresponded to more than half of the initial sample volume, for both the Wand S-foam samples. This saved the computing time without affecting the resolution and precision during further analysis. The selected VOI size was large enough to be representative for material, and to determine all of the structural traits of both PU foams.
Hence, the resultant reconstructed dataset consisted of 1771 2D cross-sectional images in a 8-bit BMP (Bit Map) file format-for each W-and S-foam sample. The 16-bit TIFF format, despite containing more information than the 8-bit BMP, does not allow for saving a colour palette, and allows objects to be represented in greyscale only. Colours may be of importance for a further detailed image analysis (in the CTAn software, version: 1.13.2.1, Bruker microCT, Kontich, Belgium) and visualisation (in the CT-voxel software, version: 2.4.0.0, Bruker microCT, Kontich, Belgium).
Automated 3D Image Analysis
The obtained 3D cross-sectional image stacks (saved by NRecon as two sets of the 8-bit BMP files) were further automatically processed and analyzed by the CTAn software (by Bruker microCT) [62] -for both the W-and S-foam samples-to extract structural information.
Before the analysis, which was carried out for each sample after loading 1771 of the BMP images, the ROIs had to be re-selected, in order to consider identical sample regions and to avoid accounting for irregular border effects. The new ROI was selected by setting its new shape (circular), its new size (Ø 18 mm), and location in each of the 2D cross-sectional images, corresponding to each 3D stack. Examples of the 2D cross-sectional images in their re-selected circular ROIs are presented in Figure 2 , for both the W-and S-foam samples (only quarters).
Materials 2018, 11, x FOR PEER REVIEW 9 of 22 holes, the higher the stretching level. Consequently, the caves with an opening larger than the given diameter were removed from both of the 3D stacks. The optimal values of the key input parameters and settings for the analysis are shown in Table  7 . The outputs of the analysis, the two sets of morphometric parameters describing two different microstructures of the PU foam under study, are shown in Table 7 . Consequently, the new VOI was re-calculated for both 3D stacks. Next, a 3D image analysis and visualization were performed within the updated VOI.
W-foam S-foam
Then, the 2D cross-sectional images in greyscale were binarized by setting a precisely selected lower grey-level threshold, above which the pixels were considered as material and below which they were considered as background. The thresholding (segmentation) was done on a histogram from the dataset for both of the entire 3D stacks, using the simple global method.
The last tasks before the analysis were to realize the 'Despeckle' and 'ROI shrink-wrap' procedures. White speckles had to be removed from the 3D space of the stack image, wherever the speckle volume was less than the given number of voxels. Also, the ROI could be shrunk to the defined boundary of the binarised 2D cross-sectional image, by stretching the black background over the blowholes (cross-sections of the outermost cells) of the diameter above a given number of pixels. Hence, this number relates to the microstructure of a given sample material. The bigger the blow holes, the higher the stretching level. Consequently, the caves with an opening larger than the given diameter were removed from both of the 3D stacks.
The optimal values of the key input parameters and settings for the analysis are shown in Table 7 . The outputs of the analysis, the two sets of morphometric parameters describing two different microstructures of the PU foam under study, are shown in Table 7 .
To provide a reason for the resulting difference between the levels of 44 and 58 stretching over the blow holes, one may notice that the effective cell size is apparently increased (comparing S-to W-foam examples in Figure 2 ). Then, in order to keep approximately the same shrunken ROI area, the stretching had to be set on an upper level. 
Results
The CTAn Output and Statistical Analysis
In this section, the main morphometric parameters are presented, describing the structure of both the W-and S-foam samples [63] . The output parameters, resulted after the CTAn analysis, are presented in Table 8 . It is worth highlighting that the term 'pore', used by CTAn software, refers to the combined void space embraced by the 'cell' and its 'windows'. Thus, the pore size was calculated by measuring the diameter of the maximal sphere inscribed into every detected cell and its windows space. The following expressions explain the relations between the parameters listed in Table 8 :
where m b and V b are the sample bulk mass and volume, respectively, m s and vs. are the solid matrix (no gas) mass and volume, respectively, ρ is the foam bulk (both solid and gas state) density, ρ s is the matrix density (only solid state), and ρ r is the foam relative density (contribution of the solid matrix to the sample volume) [31] . One may notice from Equations (3)- (5) that both the open porosity Po(op) and total porosity Po(tot) are expressed as a percentage of the total volume (TV), yet, the closed porosity (Po(cl)) is expressed as a percentage of the matrix volume (Obj.V) (in fact, it is only matrix that forms the closed pores rather than much larger total void space in the sample, so the contribution of the closed pore volume refers to a fraction of the matrix rather than to the total sample volume). Thus, Po(tot) is not the sum of both Po(cl) and Po(op). As results from Equations (6) and (7) show, both the parameters, Po(tot), and the relative density, ρ r , add up to unity. Moreover, the Obj.V/TV ratio has the physical sense of relative density, ρ r , which is a measure of the solid matrix contribution to the total sample volume. As seen from Table 8 , the ρ r ≈ Obj.V/TV parameter results were higher for W-foam, so, as expected, the more volume content of solid matrix Obj.V, the more volume of the closed pores Po.V(cl), and the higher their surface Po.S(cl).
As seen from Table 8 , the total porosity results were greater by approximately 2% (that is [90.252 − 88.440]/88.440 × 100%) for S-than for W-foam. The same percentage change is evident for the open porosity, although the closed porosity resulted in about a 56% (that is [0.004 − 0.009]/0.009 × 100%) lower for the S-foam, with respect to the W-foam. It indicates that the cellular structure is more open in the case of S-foam. Also, the total area of matrix in VOI to the total area of cylindrical VOI surface (Obj.S/TS) ratio resulted in about 31 for the W-foam sample and 25 for the S-foam sample. This result indicates that the complex structure of the solid matrix is more tightly and more densely packed in the 3D space of the W-foam relative to the S-foam.
Pore Distribution
Beside the morphometric parameters, the CTAn output data also includes the volumetric distribution of the pore size ('structure separation') and strut size ('structure thickness') for both the W-and S-foam. In addition, the number distribution of the pore size could be directly derived from the volumetric distribution, according to the following formula:
where N total is the total number of pores in VOI, N(d i ) is a number of pores of a given size d i , and V(d i ) is the volume of the pore population, indexed by i = I, II, ..., and so on.
The resulted numerical and volumetric pore size distributions are presented in Figures 3 and 4 . Each volumetric distribution of the pore size was further processed in a statistical (Gaussian) analysis-to be discussed in Section 4. The i-number of a given Gaussian peak corresponds to the consecutive number of the N(d)/Ntotal function slope change in Figure 3 , which is due to the existing relation, derived from Equation (8), as follows: The i-number of a given Gaussian peak corresponds to the consecutive number of the N(d)/Ntotal function slope change in Figure 3 , which is due to the existing relation, derived from Equation (8), as follows: The volumetric distribution, shown in Figure 4 , describes the volume contribution V(d)/V total of the pores of a given diameter (d) to the total VOI space, either for the W-or S-foam. The explicit maximum of the fitted solid line (distribution mode) results for both were 0.155 ± 5 mm and reached 3.8% for the W-foam and 2.9% for the S-foam. Its position could be compared with the mean pore size values −0.271 mm and 0.418 mm ('structure separation' in Table 8 ). The distribution spread, standard deviation (SD), is 0.182 mm and 0.398 mm for the W-and S-foam, respectively.
To account for the apparent distribution, the Gaussian model, a combination of the normal distributions, was fitted to each set of the raw data. The results showed that the apparent distribution could be well approximated by using the following general formula:
The parameters of the fitted Gaussian model (9), A i , d i , and w i -denoting the distribution peak area, peak center, and its width, are shown in Figure 4 , with their resulted values. For the W-foam, j = III, and for the S-foam, j = IV.
The i-number of a given Gaussian peak corresponds to the consecutive number of the N(d)/N total function slope change in Figure 3 , which is due to the existing relation, derived from Equation (8), as follows:
where C = log(πN total /6V total )-so that each new apparent gradient on the numerical distribution function indicates on a new possible Gaussian peak in the volumetric distribution at the corresponding pore size interval. As seen in Figure 4 , the overlapped distributions (labeled by I, II, and III, for the W-foam, and I, II, III, and IV for the S-foam) could be effectively separated by the Gaussian analysis and overlaid in the same graph. The heights of the component peaks (maximum percent contribution) decrease with the increasing pore size, d, from 2.9% down to 0.4% (W-foam), and from 2.0% down to 0.2% (S-foam), so the population of the smallest pores has the highest numerical and volumetric contribution in both the W-and S-foam microstructure.
Interestingly, unlike the W-foam, the S-foam reveals a more complex microstructure, due to the apparent (fourth) component of the largest pores distribution. This makes the S-foam distribution spread wider (compared to the standard deviations, ca. 0.2 and 0.4).
Strut Distribution
The volumetric distribution, shown in Figure 5 , describes the volume contribution V(d)/V total of the struts of a given diameter, d, to the total matrix volume (Obj.V), either for the W-or S-foam. Each distribution is slightly skewed right, with a longer right tail, left-modal, yet, it could be well approximated by standard normal distribution.
To account for each apparent distribution, the cumulative distribution was plotted and its basic parameters were found, such as the mean, SD (standard deviation), median, IQR (interquartile range), and mode.
Interestingly, the W-foam and S-foam reveal approximately the same distribution of the structure thickness-due to the fact that, unlike pores, the strut (thickness) distribution parameters results were almost exactly the same. Similarly, the strut thicknesses extend in the narrow range, roughly from 10 to 100 µm. In agreement with Table 8 (see 'structure thickness'), the mean values resulted both 33 µm (with SD 13 µm), median values 26 and 27 µm (with IQR 18 and 19 µm-as a measure of spread), and mode from 31 to 44 µm (the most frequent strut thickness).
Interestingly, the W-foam and S-foam reveal approximately the same distribution of the structure thickness-due to the fact that, unlike pores, the strut (thickness) distribution parameters results were almost exactly the same. Similarly, the strut thicknesses extend in the narrow range, roughly from 10 to 100 µm. In agreement with Table 8 (see 'structure 
The Structural 3D Visualization
The 3D image analysis (described in Sections 2.6 and 3.1) was completed using CTvox (CT-voxel software by Bruker microCT) [64] . The CTAn output (3D cross-sectional image stack) was loaded by CTvox and transformed into the realistic structural 3D visualisation for each virtual sample. It allowed for viewing by rotating any part of the skeletal frame (forming the solid matrix network) and the pores (forming the mostly open channels network). In Figure 6 , there are examples of the screens W-foam S-foam 
The 3D image analysis (described in Sections 2.6 and 3.1) was completed using CTvox (CT-voxel software by Bruker microCT) [64] . The CTAn output (3D cross-sectional image stack) was loaded by CTvox and transformed into the realistic structural 3D visualisation for each virtual sample. It allowed for viewing by rotating any part of the skeletal frame (forming the solid matrix network) and the pores (forming the mostly open channels network). In Figure 6 , there are examples of the screens displayed during visualizing the strut network (right hand side) and the pore system (left hand side), for both the W-and S-foam. In Figure 6 , each 3D box base is in the horizontal xy-plane, and the front wall is in the vertical xz-plane. The mixture of blowing gases escaped through yz-plane of the PU foam sample, towards the right hand side. The 3D box dimensions are about 9 mm (depth), 18 mm (width), and 11 mm (height), which correspond to approximately a quarter of the initial PU sample volume. Figure 6 . The S-and W-foams 3D realistic visualization screens (image pixel size 25 µm)-mapping the pore system (left) and matrix skeletal frame (right). The scales assign colors to the given pore size and strut thickness. The red arrows point corresponding regions on the pore map and the strut map; they are also to show visible difference in pore size comparing the W-with S-foam (SUMMER/WINTER).
In Figure 6 , each 3D box base is in the horizontal xy-plane, and the front wall is in the vertical xz-plane. The mixture of blowing gases escaped through yz-plane of the PU foam sample, towards the right hand side. The 3D box dimensions are about 9 mm (depth), 18 mm (width), and 11 mm (height), which correspond to approximately a quarter of the initial PU sample volume.
Discussion
During the foam expansion, a blowing gas filled pore increases its size under the pressure exerted by its local surrounding environment. The faster the foam becomes harder, the smaller the pore that can be formed. And the greater the vapour pressure of a given blowing gas, the larger the pore, together with its struts. Therefore, the factor that determines the eventual pore (and its struts) size is a competition between the blowing gas expansibility and the dynamics of the viscosity changes of the solidifying polymer matrix.
Pore Distribution
From one side, the exterior pressure experienced by the expanding bubbles (that eventually become cells or pores) may vary because of random fluctuations in their local environments, changing throughout the overall sample space. On the other hand, the interior pressure also may slightly vary, as foam expansion is initiated by absorbing single vaporized blowing gas molecules that diffuse to the growing bubble in a random way. Thus, the pore population should be governed by a specific statistical distribution of the pore size. The most natural distribution in the case of homogenously porous, yet polydisperse foam, that is, with lots of the cells of a similar 3D geometrical form, but of slightly varying volumes, would be the standard normal distribution (volumetric). Therefore, one could assume that a single Gauss distribution would properly describe the variability in the pore size, if all of pores had the same 3D form.
Interestingly, as seen from Figure 4 , the pore distribution for the W-foam reveals a visible asymmetry, which is even worse for the S-foam-with the right distribution wing being much wider, exceeding 1 mm. In this case, a single Gaussian peak would not be enough to account for this effect. Consequently, it has been proposed and has succeeded to fit the 'Multiple Gauss' model to the apparent distribution. As seen, the computed resultant sum of the Gaussian components (I-II and I-III for Wand S-foam, respectively) seem to provide a good envelope (solid line) for each apparent distribution (each bar graph). As the 'Triple-Gauss' and 'Quadruple-Gauss' models closely approximate each resulted distribution, they could be used to analyze both foams. The apparent asymmetry may indicate that the foam material is heterogeneously porous. In other words, either the W-or S-foam might comprise at least three coexisting types of the macro-pore microstructures, which base on the unit cells, revealing at least three different topologies of their 3D forms.
The macro-pores reveal diversity in cell forms, due to possibility of forming (by linking struts) more or less regular polyhedral forms [48, [65] [66] [67] [68] , and their irregular randomly distorted combinations. As most often found in the studied foams, the complex architecture of the PU foam structure could be modeled by using the classic Kelvin (K), Matzke (M), or the most recent Weaire-Phelan (W-P) unit cells-described by the following features [69, 70] :
• The K foam cell topology bases on the 6-0-8 14-hedron, including six quadrilaterals (no pentagons) and eight hexagons, which often might rearrange into the Williams cell-2-8-4 14-hedron (W).
The energetic 'cost' [71] of constructing a single K cell, related to its surface free energy, is lower than W (S·V −2/3 = 5.336 dimensionless), yet, at least equals 5.315 or more (depending on cell anisotropy and surface tension).
•
The M foam unit cell topology bases on the most abundant 1-10-2 13-hedron or on the much less frequent 1-10-3 or 3-7-3-1 14-hedra, including at least one quadrilateral and even one heptagonal face. The 'cost' of the M cells starts from 5.314 (1-10-2), which is better than the K cell.
• The W-P foam duplex unit cell is combined from the eight building blocks of the two topologies, the irregular 0-12-0 dodecahedron and the 0-12-2 tetrakaidecahedron, including 12 penta-and 2 hexagonal faces. The 'cost' of constructing the W-P duplex space tiling is ca. 5.288, which is much better than the others, yet, the 'cost' may still drop down to the minimum of 5.256 for 0-12-0.
As reported in literature, in PU foams, the most frequent 2D shapes of the cell faces, reveal a pentagonal geometry (up to 70%); while the hexagonal shape frequency exceeds 20% and the quadrilaterals less than 10% [48, 70, 72] . As also found in this study, the PU foam microstructure exhibits the cell faces mostly of quite regular penta-or hexa-gonal shapes, and rarely of the quadrilateral or heptagonal shape (see the cell windows in Figures 6 and 7) . However, the additional of more complex 2D shapes also exist and often appear, especially in S-foam (see Figures 2 and 3) .
Therefore, the 3D form of the PU foam polyhedral cells, shaped from a group of such faces, could be basically described by both the duplex W-P and M topology, and could be conjectured from their disordered clustered combinations. However, as the foam microstructure evolves toward a local minimum in the surface free energy, some topological transitions may occur as a result of initial stress relaxation during expansion and further structure stabilization. As described by Kraynik et al. [69] , the Matzke cell 1-10-2 13-hedron can easily reduce its surface free energy by losing the quadrilateral face and rearranging into the smaller 0-12-0 12-hedron through the reverse topology change.
That may considerably reduce the M cell population and relatively increase the dodecahedra population in the PU foam. Hence, the smaller pentagon based 12-hedra (0-12-0) volumetric distribution can even dominate over the larger hexagon based 14-hedra (0-12-2), which consequently dominates over the quadrilateral based polyhedra of the M topology (1-10-2). That may considerably reduce the M cell population and relatively increase the dodecahedra population in the PU foam. Hence, the smaller pentagon based 12-hedra (0-12-0) volumetric distribution can even dominate over the larger hexagon based 14-hedra (0-12-2), which consequently dominates over the quadrilateral based polyhedra of the M topology (1-10-2) .
Therefore, taking into consideration both the cell construction 'cost' and the frequency histogram Therefore, taking into consideration both the cell construction 'cost' and the frequency histogram of the cell face polygons, one may accomplish the pore distribution interpretation as follows:
The first two Gaussian peaks (I and II) extracted from the volumetric distribution ( Figure 4 ) could be interpreted as originating from the pore population of the irregular pentagonal 12-hedra and of the W-P 14-hedra, respectively. The modal values of the two dominating effective fitted distributions are the same (0.155 mm), which indicates on the smallest pore populations formation as dependent on the material features (polymer chains structure and interaction, prepolymer viscosity and surface tension in cells) rather than the blowing gas physical properties.
The third Gaussian peak (III) extracted from the volumetric distribution could be interpreted as originating from the disordered clustered combinations of the M type pore cells. As seen from Table 8 (structure separation), the W-foam reveals effectively smaller mean pore size (0.27 mm) than that of the S-foam (0.42 mm). This effect is due to relative expansion of the third and appearance of the fourth pore distribution component (Figure 4 ).
While the third pore population formation seems to be still dependent on the PU material features, the fourth pore (IV) population depends rather on the blowing gas properties. The highest impact on the effect may have the saturated vapour pressure (SVP), which, according to the Antoine equation, is correlated with boiling point temperature (BP). As seen from Table 2 , the lower the BP (at constant pressure), the higher the SVP (at constant temperature), and the higher the fugacity of the volatile gas. As can be seen, the only qualitative difference between the S-and W-foam is presence of the fourth component in the blowing gas mixture. The SVP (840 kPa) of propane is considerably higher than that of the 1,1-difluoroethane (516 kPa). Due to the highest fugacity, propane is the most volatile gas in the mixture. By replacing the 1,1-difluoroethane with propane, the effective pressure in expanding bubbles of the S-foam could considerably increase. In order to estimate the maximum difference between the S-and W-foam initial pressures in bubbles, one may assume the extreme compositions in the range given by the manufacturer (1-10%)-as shown in Table 9 . The pressure, which initializes a single bubble growth, can be assessed by assuming equal chance diffusing and vaporing of the uniformly dispersed gas molecules into the bubble. So, the quantitative composition of the gas mixture in the bubble tends to the same as in the whole can. Thus, the total effective pressure of gas mixture in bubble p total (maximum after initial rise) could be estimated, as the weighted average of the saturated vapour pressures, from the following:
where n i is the number of moles of the ith gas component, n total is the total number of moles of gas mixture, P i is the saturated vapour pressure of the ith component (Table 2 ), x i is the mass fraction of the ith gas component, M i is the molar mass of the ith gas component (Table 2) , M total is the molar mass of the W-or S-foam gas mixture, and j = 3 or 4 for the W-and S-foam, respectively. Tables 2 and 9 into Equation (11), one may find that the pressure could rise even of 2.4 Bar higher, comparing the S-to W-foam. Such relatively high pressure could cause a dramatic disruption of the cell walls, breaking the struts in the still fluent matrix of the S-foam. Therefore, the last Gaussian peak (IV) extracted from the volumetric distribution (Figure 4 ) could be interpreted as originating from the population of the torn apart and linked cells forming anisotropic blisters. These pores stretched along the direction of the gas escape during the foaming process and are clearly visible as the largest blue blobs ( Figure 6 on the left hand side), and even more so in Figure 6 , on the right hand side, one can see the regions to which the big red arrows point.
Strut Distribution
Beside the pores, the resolution limiting this morphometric analysis (6.25 µm) allowed for detecting the struts, which seem to dominate over other structural elements, such as the thin cell walls or smaller struts that might exist in the foam matrix, yielding only up to 5% in the matrix volume (using the 95% confidence level with the strut thickness 33 ± 2 × 13 µm and the confidence interval from 7 to 59 µm). So, even if the resolution was somehow improved to 1 µm, the thinner struts that could be detected would neither contribute to the matrix network nor form extra cells to be considered.
The volumetric distribution of the struts, identified by their thickness, was shown in Figure 5 for the W-and S-foam. As mentioned in Section 3.1, there is no reason to state that the strut distributions statistically differ, which is independent on the presence of the 1,1-difluoroethane in blowing gas mixture. This effect could be explained as the following. When forming the fourth distribution of the largest pores in the S-foam, the higher vapour pressure of propane rich mixture of the blowing gases may naturally cause strut breaking. However, after the break, the stumps of a broken strut are immediately absorbed by the closest nodes-due to the surface tension of the liquid foam-forming viscous material. So, due to viscoelastic effects, the broken struts disappear and do not alter the apparent distribution.
Other Structural Traits
As also shown in Table 8 , both the PU foams reveal an open-celled structure, indicated by the open porosity of nearly 90%. The difference in the blowing gas vapour pressure could result only in ca. 2% open porosity reduction in the W-compared to S-foam. In parallel, the volumetric contribution of the PU matrix to the total volume of the sample resulted in being nearly 20% higher for the W-foam, with respect to the S-foam, which is indicated by the relative density altering. One may also notice that the higher the relative density (more content of solid matrix), the greater the contribution of the closed pores, of which the content in both foams is, however, insignificant.
Conclusions
The W-foam differs from the S-foam only with the blowing gas mixture, especially 1,1-difluoroethane. The change in the mixture composition allowed for the lower application temperature of the "WINTER" product version, but probably hardly improved its thermal insulation properties or ability to seal closed spaces. It is because of the partial replacement of propane with the less volatile 1,1-difluoroethane (of nearly 40% lower vapour pressure and 50% larger molar mass) may not be enough to reduce the open porosity of the PU foam. In both product versions, the relative density (contribution of the matrix to sample volume) decreases too rapidly during the foam expansion, which starts already inside the dispenser. So, in order to increase the contribution of the closed pores, the dynamics (rate) of the foam expansion should be slowed down, even before the prepolymer exits the dispenser.
The 1,1-difluoroethane blowing gas component was found as responsible for altering the following:
•
The foams' microstructure at the microscopic level of cell in terms of the following:
the mean pore size (measured with 6.25 µm resolution). the way of cell-to-cell linking (by a given type of interfacing window, pentagonal, hexagonal, etc.). the pore morphology (manifested through various cell forms and window shapes)
• The foams' structure at the macroscopic level of foam in terms of the following:
open and closed porosity. matrix volume and relative density. matrix surface and total closed pore area. tighter pore size distribution (yet, the effect of the blowing gas could not be visualized by comparing strut size distributions, since the broken struts might be immediately absorbed by their closest nodes during foam expansion).
The morphometric studies, based on X-ray µ-CT measurement with 3D image processing and statistical analysis, allowed for achieving the following:
Detecting the inter-cell macro-pores, as follows:
the 'real' (only above ca. 6 µm), due to adaptive geometry and resolution limits of X-ray microtomographic system used. the 'over capillary' (up to ca. 2000 µm). mostly open pores (open porosity ca. 90% in both the W-and S-foam), some closed pores (ca. 5000 and 2400).
• Assessing the homogeneity of the pore and strut distributions, with the following conclusions:
Both the W-and S-foam appeared heterogeneously porous, in terms of the diversity found in the cell and window morphology. Several different 3D forms (basic building blocks topologies) could be assigned to the polydisperse cells-irregular dodecahedra (0-12-0), Weaire-Phelan duplex (with two 0-12-0 and six 0-12-2 tetrakaidecahedra per unit cell), Matzke cells (mostly 1-10-2 and negligibly 1-10-3 and 3-7-3-1 14-hedra), and large anisotropic blisters. The strut population also resulted in being polydisperse, but seemingly of a homogeneous morphology (no reason was found to reject the independence of the strut 3D form from any blowing gas).
• Finding the processing-to-structure relationship for the PU expanding foam, as follows:
The relation was found through detecting the morphometric differences between the Wand S-foam, which appeared on macro-and micro-scopic levels. The effect of processing on the structure could be explained by highlighting the impact of the interior vapour pressure of the blowing gas mixture (diffused into the growing bubbles) on the initial foam formation. The higher the pressure, the larger sized and the more topologically diversified the cells. The environment surrounding the expanding cells (prepolymer) impact is related to viscosity change dynamics and the foam hardening rate. This effect is to be further examined.
• Visualizing the apparent difference in the 3D structures.
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